Experimental Procedures
General: All reactions were carried out in flame-dried glassware under Argon. All solvents were purified by distillation over the appropriate drying agents and were transferred under Argon. IR: Nicolet FT-7199 spectrometer, wavenumbers in cm Thin-layer chromatography (TLC) analysis was performed using Merck silica gel 60 F254 TLC plates, and visualized by UV.
All commercially available compounds (ABCR, Acros, Aldrich) were used as received. 1a, 1 7(Cl), 2 14, 3 15, 4 24 5 and 27 6 were prepared according to literature procedures.
Synthesis and Characterization of New Compounds
Compound 2:
Ph 2 PH (2.37 mL, 13.61 mmol) was added to a solution of 1a (1.00 g, 4.54 mmol) in dry THF (18 mL) and the resulting mixture stirred at 60°C for 1 day. After cooling to room temperature, the solvent was evaporated and the residue diluted with CH 2 Cl 2 (6 mL). NaBF 4 (2.50 g, 22.70 mmol) was then added to the suspension and stirred at room temperature for 1 hour. After filtration, the filtrate was concentrated and the crude product purified by column chromatography (CH 2 Cl 2 /MeOH: 97/3) to give the title compound as a transparent oil that solidified on standing (1.11 g, 66%). 695, 747, 934, 996, 1033, 1045, 1296, 1411, 1436, 1480, 1569, 2940, 3055 cm HRMS calcd. for [C 17 H 32 N 2 P] + : 295.229762; found 295.229690. = 483, 517, 633, 852, 890, 933, 1032, 1046, 1093, 1203, 1300, 1341, 1411, 1447, 1525, 1579, 2846 = 435, 455, 468, 554, 653, 707, 761, 779, 935, 1206, 1301, 1337, 1413, 1447, 1526, 1583 cm -1 .
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Compound 7:
NaSbF 6 (2.40 g, 9.26 mmol) was added under argon to a solution of known 7(Cl) (1.16 g, 4.63 mmol) in CH 3 CN (10 mL). The resulting mixture was stirred at room temperature overnight. The solvent was then removed and extracted with CH 2 Cl 2 . Evaporation of the solvent afforded 7 as a white solid (1.70 g, 84%). = 421, 445, 502, 521, 568, 650, 696, 746, 782, 854, 903, 928, 949, 1003, 1093, 1132, 1160, 1252, 1272, 1362, 1434, 1480, 1547, 1676, 2856, 2942 cm -1 .
Compound 8:
Ph 2 PH (2.16 mL, 11.64 mmol) was added to a solution of compound 7 (1.70 g, 3.88 mmol)
in dry THF (6 mL) and the resulting mixture was stirred at 65°C for 3 days. After cooling to room temperature, the solvent was evaporated and the residue washed with Et 2 O (3 x 10 mL) to yield the title compound as a white solid (1.20 g, 52% = 446, 502, 521, 568, 650, 696, 746, 781, 854, 903, 928, 949, 1003, 1093, 1131, 1160, 1251, 1362, 1434, 1480, 1547, 1676, 2856 = 460, 496, 586, 654, 752, 859, 1013, 1132, 1255, 1290, 1362, 1441, 1538, 1557, 2864, 2945 cm -1 . = 691, 731, 750, 931, 997, 1034, 1047, 1296, 1410, 1437, 1481, 1580, 1993, 2941 cm -1 .
Compound 12:
[RhCl(CO) 2 ] 2 (25 mg, 0.07 mmol) was added to a solution of compound 4 (100 mg, 0.26 mmol) in CH 2 Cl 2 (1 mL) and the resulting mixture was stirred at room temperature for 1 hour. The solvent was then evaporated affording the desired product as a pale yellow solid (115 mg, 94%). = 480, 519, 571, 640, 743, 848, 931, 1019, 1040, 1292, 1448, 1557, 1962, 1971, 2854 = 433, 469, 499, 533, 564, 653, 695, 749, 857, 1010, 1089, 1252, 1363, 1437, 1544, 1986, 2089 , 2943 cm -1 .
Compound 16:
K 2 PtCl 4 (112 mg, 0.27 mmol) was added to a solution of compound 2 (100 mg, 0.27 mmol) in dry CH 3 CN (4 mL) and the mixture was stirred at room temperature overnight. The solvent was then evaporated and the residue recrystallized from DMSO/CH 2 Cl 2 affording the desired product as a yellow solid (122 mg, 77%). = 494, 516, 625, 694, 707, 748, 766, 847, 934, 996, 1089, 1121, 1191, 1285, 1414, 1433, 1522 = 427, 499, 525, 573, 640, 699, 757, 778, 856, 908, 927, 1008, 1089, 1129, 1156, 1251, 1359, 1436, 1478, 1540, 2855, 2950 cm -1 . = 425, 468, 500, 517, 571, 654, 700, 755, 780, 856, 906, 927, 999, 1090, 1160, 1252, 1364, 1437, 1551, 2863, 2932 
